C15H23O5Br
Into a 100 mL two-neck flask under argon atmosphere, 1.415 g of 2-bromo-6-methoxy-1,4-hydroquinone (6.46 mmol, 1.00 eq.) were suspended into 25 mL of anhydrous dichloromethane. To that suspension, 3.4 mL of ethyl vinyl ether (35.6 mmol, 5.5 eq.) were added dropwise and, after five minutes, 42 mg of p-tolylsulfonic acid (PPTS) (0.167 mmol, 0.025 eq.) were added. The solid was solubilized after 30 minutes. The reaction was stirred overnight at room temperature. A solution of saturated NaHCO3 was used to quench the reaction. The phases were separated and the aqueous phase was extracted with diethyl ether.
The organic phases were gathered and dried over MgSO4, then filtered off and the solvents were evaporated. The crude was purified by filtration over a silica gel pad, using a cyclohexane/diethyl ether mixture in 4/1 ratio as eluent. 
C22H30O6S
Into a 100 mL two-neck flask under argon atmosphere, 1.60 mL of a 2.5 M n-hex-lithium solution in hexane (4.00 mmol, 1.0 eq) were dissolved in 15 mL of anhydrous THF and cooled down to -78 °C. A solution of 1.423 g of bromide 1b (3.919 mmol, 1.0 eq.), dissolved in 25 mL of anhydrous THF, was added dropwise to the n-hex-lithium solution. The mixture was vigorously stirred until disappearance of starting phenol controlled by TLC.
Then 2 g of solid NaOH were added and the mixture was stirred at room temperature overnight. Aqueous phase was extracted with 2x200 mL of dichloromethane and the combined organic phases were washed with brine (2x100 mL). The organic phase was dried over MgSO4, filtered off and evaporated to give 14.5 g of crude which was flash chromatographied on silica gel (hexane/Et2O: 3/2) to afford 14 g (91%) of 5a as white crystals.
Rf: 0.6 (cyclohexane/Et2O: 3/1) 
